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React BBY og Fees 300 aig DEES sp4genoogzpoaner sa ketones. IV. 


Butyl and adiyl esters of x<-hydroxyalkviphosphonio acids. 52 
Vai Sbramov, R~V.Dmltvieva and AS. Raguctina (Kazan Chem, Tech. Inste). 

"hur, Obshohet thime23, ! 257+62(1953). Cf.this j.82,647(1952). 

Reaction of (RO)pi'OH with aldehydes and ketones in the presence of RONa 
yielde addn,preducts of general type (RO} LP (O)C(OR)R'R" as avideneed 

by heat evolution on mizire the ingredients. However distn.of the 
rouetion mixture cenerally leade to decompn. and lsolation of starting 
iutesriale; this ig especially true for phosyhites with large 3 unites, 

(The text of the article is not clear,for statements concerning very 
ready isclation of the hydroxyphosphonates and the impossibility of 

their isolution are mado gide by plde-C.M.K.}. The reactions were 

run by addn.of a few Grops of MeQH-Me0Nea te equinclar miatures of dibutyl 
or Glallyl phosphites and the desired carbonyl compound; after orief 
standing and/or heating the mixtures were ga The following were 
obtained: (200) (0) cil ON) e564 72 2, 162-2°, a® 4 be024 gn °1.4384; (Bud) #0) 
OH: (OH) Pry 425.5 b_153+70° 10793 ,000,n0°2+4400; eco uae Levy -, 

by 1160-2 °,4®o,508, nf np 1.45603 (Bud) ,P(0)CH(OH)Fh,+#, b, 5he=70° eee cze, 
nB1,4680; (Bu0) 7 (0)Cle,0H, 59.2%, meee oath, o1e, 282,266; (Bud) , ‘ 
P(O)CRtMeOH, 57.7%,bg156-7°,47°1.015, 22°. ,44035 (Bud) JP (0)cutaPaon, 30%, 


bgl79~80°,42°2,,025, 23°1..4670; (Bu0) ,P(0)OPh ou, “fy y207~9° 42,080, 
220) 47405 ea gP(0)0(0H) (CH,) g,40.47. bg179-80' © ,a0°2.049,05° 1.45493 
(Bud) _3(0)¢ (08) (ou, } gs 48,7%)), 178-00°,4°, 059 »n°°2. 4570; (CH, :CHICH,O) = 
P(O)CHM6OH, 65.32, “pgs 0,02), 1187, ss obs, (CH, sCHOH 0) g(OVOH(OH)Pr, 
B16). by 165-4 *184°L.0760, sPictesh; (on 4 (CHGH,O) ,P(0) Ge, OH, 38.3, 


oa 300 . oO. 
bypid2°,ag 1 ae a oe 4300} (CH, :CHCR, 20) gP(0}C (0H) (CH a Being dy LeO-7"s 


G 
ag 1.1253,n2° 1.4740} (Og: CHOHg0) gP(0}0 (OH) (Cg). mit 67 .7%,m.56.5~7.0°, 
Adain,of fra drops MsONa~-MeOH to 9.7 &- (BuO) POH and either 4.5 geMePrCO, 
4.35 g.Et,CO or 9.1 g-{PhoH,} CO gave a temp.rise to 37-48°, then heated 


2 120-30 HS Fe FEL OR MSA UE Che RUS Uh sBILOU OG sadhos ee OnLy the startin: 
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% 
neterivle, kenution with lso-3Us gave similar results. Dialiyl 
phoschd te end Jeo-Bu0a0 alee gave oly ataVing miheriais, althvugh 
the orisinel rouchion cixvure appeared to give nerual reactions Ball 
aiee failed to yield the desired ester with digllyl phos Mite since 
duping attempted aistn.eths mage deeumpoaad af 170° yieléing a foany 
aglidjeniy abertim:, producte were obtained fron élaiyi phosphite snd 
cipher StoecO oy :orh. denottion of (3u0),'OH with ut g«ketooyolopentanc 
corboteietelin prevence of HeOKa) gave, after unmtuted period at 140-50 
only shall amounts of atarting materfale and auch tear, . 


om 
ee ee datids ue dus eeeentit ¢s3/ 
Bynthesia and properties of vinylphosyhonic aeteruel Becction of 
phoavhonosthylation; a4 ition of dialkyl phosphozous acide, ameonia an! 
amines to athyl ester of vinylphosph@nie acié. 
AwM, Padowik antl Ge iaRentaove Ulsan “tate Univ.).chur.Obshchel (hin,23, 
263~7(1965), Of this §.98,467(10998), 7 
To 0.9 4. OH,:CHP(O) (ONL), (7) and 6.5 g. (MeO) POH was added dropwise 
gaté HeQHeMeGia, wileh reaulted in vigorous reactionjafter 24 bra. at 
room tenp the mixt.was distd.ylelding « Little (Med) Ri and 7.2 g 
(¥e0) ,P(O}0H,OF P(0) (O28) ,,b,158-00° 2092, 450,45 2807S 1 aimilar 
resation with {#t0} grol in presence of Stch~St0Na gave from 6 geI 6.5 ¢ 
(OR, (PO;2tg}), 4b,164-59,2092,4410,40°1.28705 venation with 4.6 ¢-I 
and 5.8 g+{Bu0) POH in presence of Butta gave S.2 ge (BO) gt (O)CHSCHY? (0 
(OBu) a» bgl07-8°, 9), 4400,02°) osc, Letting 10.4 gaI wtand in 6B gs 
eoned,.“H,OH S4 kre, gave after eveyie & giassy masa, Addn,of 7 g.i te 
84.68 ¢.*tOR aombte. 10 eBH, ang letting the mixture stend 44 hre,gere 
largely the atarting materials Repetition with BS ¢.T in the presence 
af some MaOKa gave LL ge (Kt0) ,P(C)CRQCE,NH, ,bg0B-5° ny 2. 4270, 0202, 08 
Letting 5 gi and 4.6 gH ie stand overnight (spontangscus temp.rine) @ 
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O48 ge (200) PlO)omce Ime, , b105—4°sn?2,4545,42°2,0157,Letting 10 
6+(880) ,P(O)CH CR Br, 748 ge He MH ond 25 mi.f.0 stand 8 heme followed 
oy ecanset 25 wl, 20% HaOe and meee g ahs gave 5,2 g, same eater, 
bgi08~0", m5" D 444840 08° 0184, Letting 5 geI and 3.7 gepiperidine stand 
& hea. (only a weak reaction was evident) gave 4 g, (B80), ¥(0)OR,CHNOgH, | 


| Bylss=9® 18° 0524 28 1.4605) the sane product Was obtained from pipers. 


dine and (#60) gr (9 08, CB er. Adinsor a Bittle MeOla in MeOH to 7 geI 

and, 4 @+PRNE, q2ve a tenp,riae te 90° } after heating 1 hy,on ® steam 

bath follewsd by 2 days stanting there wn isolated 1.5 & (Eto) gi (9)~ 

CH.ONMHFh, bgl45-50°,n®1,4910, a®s over, alont with other ay 

Siniler reaction with Ph NE reitet to Fewult in isolation ef pure pro~ 

Guct. 

1I.Phoaphonosthylation resetion; addition of nalonio, 2 7. 
e Syancesstic, acseto- 

acetic ester and their housloge to vinyiphosphonic exter. 

tubt A.M. Pudovil and 0.N.Crishina.1bid.S67~78, 


Adén,of BeOMe-MtOH over 10-16 min,umtil reaction ceased, to 8.8 


(E40) P(O)CHCH, (1) and 10 g» Gi-8t uskonate, followed by 1 br, at reem 
tempegave 10,5 gs (79.85), (40) aq? (0)CH, 02 cH{00, 86) ,n,159-5° oe 
nl?) 4420; similarly vee prepa.: 78.95 (ato) 5° (0}08, 0%, Cite (co, 

byl 75=979, a. 2081, np 1.4400; 59.9% A Hitt ah 
zox® 42°x.0928,281.40R; 78,45 (40) ,(0) COM, oFr(cOsnt), ,dg178~6%, 
af) ora, n8 1.4425; 86,41% (240),7(0)GH 0H, -0bu(00, 58), sg, g125~6°, 
@2°1,0640, 282.4438, The products are insol.in%,0, lor addn-of tOla 
BOOR to 12 geT and 8.2 g.Rt0 CORON, with pertonio, gool ing, followed by 
Gistns(some deoompn.) gave 5.1 gs (B00) 7 (OCR CH aonjco atedglo6-7°, 
a®?.1480, a89r,0740, ant 5.8 G+{ (Bt0} .P(0) CH, 0H, },0(cw}C0,Bt,b,829°, 
nf1.4540, 42; asso.cimiterly wore obtained: 89.9% (240) ,P(0)CH, CH, 
Cue (OH) o0qRt, »,166-00,28° 1.0989,n6° Led4305 86.2% (ECO), (0) CRCH,OEt~ 
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(0n1}00,20,5, ,166-9",4" "1.0048, 9s 4440; 83.75 (800) P(O}0H,08 Ofcuite,)~ 
ACHICOgEt, b, i734", @ ig 2rO708, 2 ees 77.75 (280), gf (00H, CH cBu(aN}~ 
GO.nt, », _arrae?,ala, cee, 231.4460. Addn. Of 5.7 g, BbO,cOHSEN to 

0.98 on in 4 wh. t0H, feliowed by 10 gs (200) 7° (0)0H,08 ur, heating 

@ hra,on atean beth, filtration and distn. gave 8.9 gv (300) g® (0)es, CH, 
OBE (CH}CO nt, 167°, 28 #9, .2440,47°1 085, identical with atove ries 
To O49 gal and 6,4 g, Acct, gh O gst wea afded sata. St0ia-stoHs the reaction 
oqmmanced only after addn.of 1-2 al,of tha eatalyst Bolnsjaftare 1 hr.on 
a atean wath the mixture wad distd with considmpable decompn. yielding 
8.83 g, (tO) 5? (O}CH, CH gcu{co ttdAa,d, 170-8 © alf.4520. I (8.9 gs} ana 
Gol ge AOCHEZGO, zt sinliarsy gave 3.1 get: 40) ,F0)cK, CH OPr(00,88)A0, 
bgi56-42°, 9, dea0, TO G45 gel amd 4.9 gePRCR_CN waa etivé jase ce 
as APaE PU RSE He Peo G TOSS FI oo TP 0 F  s80) aF(0)CH,ON, },.c 


phew nabie® nBOs sean, 


